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ABSTRACT 
The possibility of using adsorbents (bentonite, diatomite and kaolinite) for obtaining adsorptive materials 
effective in livestock breeding wastewater treatment has been assessed. It has been shown on the example of ions of 
ammonia ( 4NH

) and phosphate (
3
4PO

) that particles of bentonite have relatively high adsorption capacity. For these 
systems, the time of establishing the adsorption balance at room temperature has been determined equalling to 24 h at pH 8 
for 4NH

 and 2 hours at pH 6 for
3
4PO

. The data about adsorption kinetics have been processed with the use of first and 
second-order kinetic models. It has been revealed that the second-order kinetic model described better adsorption of 
ammonia and phosphate from aqueous solutions by particles of bentonite. Adsorption isotherms have been built and 
analyzed. The maximum adsorption for particles of bentonite in relation to ions 4NH

 and 
3
4PO

has reached 17.24 mg/g 
and of 5.37 mg/g, respectively. 
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INTRODUCTION 
As a result of tectonic processes on the surface of 
the Earth, a wide variety of promising mineral reserves 
was formed in the South Central Coast of Vietnam field. 
The results of the study revealed 25 types of minerals on 
the South Central coast such as kaolinite, lignite, peat, 
iron, tin, lead, zinc, gold, ruby, sapphire, opal, quartz 
crystal, etc. Of these, kaolinite, bentonite and diatomite are 
very important in the industry [1]. 
In industrial wastewater treatment, kaolinite, 
bentonite and diatomite are widely used as materials for 
studying and production of adsorbents that are insoluble in 
water, which is of great importance [2]. 
Adsorption is considered to be a simple, efficient 
and reliable method, which is used for industrial and 
domestic wastewater treatment in industry, and for 
improving quality of drinking water. Depending on the 
resolved task and the nature of the substances removed 
from the water, a wide range of hundreds of adsorbents is 
used.  
The aim of this work was studying the choice of 
clay adsorbents for purification of livestock breeding 
wastewater.  
 
MATERIALS AND METHODS 
Samples of sorbents (bentonite, diatomite and 
kaolinite) were collected. The montmorillonit-containing 
clays of the South Central Coast of Vietnam field were 
used as raw material. For the experiment, insoluble in 
water bentonite was used, then bentonite was mixed with 
liquid glass (Na2SiO3) in the ratio of 1: 1 (by weight). 
Next, Na2SiF6 15% (by weight of the liquid glass) was 
added, mixed and crushed to particles with the size of 0.3 
cm. Then the samples were heated at 500 °C for 3 hours 
[1]. 
The adsorption capacity of the samples was tested 
in relation to ions of ammonia and orthophosphate by the 
static method. Concentration of ammonium ions in the 
solutions was determined spectrophotometrically with 
Nessler's reactant [3-4], and of phosphate ions - with 
ammonium molybdate reactant [4-5]. pH of the solutions 
was maintained at 8 (ammonium ions) and 6 (phosphate 
ions) by adding 0.01 M of HCl and 0.01 M of NaOH. 
Then the solutions were centrifuged at 3000 rpm for 15 
min, and their optical density (A) was measured on 
spectrophotometer in UV and visible light. According to 
the obtained data, the residual concentration, efficiency of 
adsorption (N) and adsorption capacity (q) were 
determined, calculated by equations (1), (2): 
 
( )(%) 100init conc
init
C СН хС
                                    (1) 
 
( ).q(mg/ g) init concC С V
m
                                        (2) 
 
where Cinit was the initial concentration of 
ammonium and phosphate ions in the solution (mg/l);  
Cconc was the concentration of ammonium and 
phosphate ions in the solutions after the adsorption process 
(mg/l); 
V was the volume of the solution (ml); and m 
was adsorbent weight (g). 
All experiments were performed at room 
temperature (22±2 oC). 
Photomicrographs of bentonite particles were 
obtained with scanning electronic microscope Quanta 200 
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3D. The accelerating voltage of the electron gun was 5 kV. 
The images were obtained at magnification of 2000x. 
Images were taken with a CCD camera with the use of 
Hough conversion. 
The specific surface area, the volume and the 
average pore size of the materials were determined by 
the method of Bruner-Emmett-Teller (BET) [6]. 
The phase composition of the samples was 
determined by x-ray diffraction (XRD) [7]. Survey was 
made with the use of diffractometer Rigaku Ultima IV 
(Japan) with detector D/teX Ultra. Generator parameters 
were the following: accelerating voltage of 40 kV, tube 
current of 40 mA. Survey options included the interval of 
angles equal to 2Ө=5-85o, increments of 2Ө=0.02o, spectra 
recording speed of 3o/min. 
The functional groups of bentonite particles were 
studied by the method of IR spectroscopy, absorption of 
the samples was recorded in the range of 400 - 4,000 cm-1 
with the following parameters: the number of scans of 
the sample was 32; the number of scans equalled to 32; 
resolution was 4.000; amplification was 8.0; mirror speed 
equalled to 0.6329; aperture was 100.00. The obtained 
IRspectra were analyzed, and the values of wave numbers 
were determined with the use of software suite OMNIC 
(version 7.3) with AutoFilter and baseline correction. 
 
RESULTS AND DISCUSSIONS 
The results of studying samples (bentonite, 
diatomite and kaolinite) using X-Ray Fluorescence (XRF) 
and BET showed that the main interplanar distance (d001) 
and specific surface (S) of the bentonite were higher 
compared to those of diatomite and kaolin (Table-1 and 
Figure-1). Thus, bentonite has higher adsorption capacity 
and is a promising adsorbing material for wastewater 
treatment. 
 
Table-1. Comparison of the value of d001, Å and S, m2/g of 
kaolinite, diatomite and bentonite. 
 
Sample d001, Å S, m2/g 
Kaolinite 7.15 23.17 
Diatomite 9.68 48.47 
Bentonite 10.13 52.34 
 
. 
 
Figure-1. XRF spectrum of bentonite, diatomite and kaolin. 
 
Studies with a scanning electron microscope 
(SEM) showed that the size of bentonite agglomerates was 
10 to 30 µm. Crystals of montmorillonite are shown in 
Figure-2 in the form of plates of irregular shape obtained 
by the laser particle size analyzer Microtrac S3500. Both 
individual crystals of montmorillonite (m) and their 
aggregates (M) were observed. 
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Figure-2. Morphological characteristics of particles. 
 
Based on the x-ray phase analysis with the use of 
the ARL 9900 series x-ray workstation with a Co anode 
and Ka1 radiation, U=60 kV, and energy dispersive 
analysis (EDAX analyzer combined with ion-electron 
microscope Quanta 200 3D), the chemical composition of 
the studied bentonite had been determined, presented in 
the form of oxides (Table-2). 
 
Table-2. The oxide chemical composition of bentonite from the South central coast of Vietnam. 
 
Content of oxides, % wt. 
SiO2 Al2O3 Fe2O3 MgO CaO Na2O K2O TiO2 
59.02 26.41 7.31 1.14 1.39 0.48 2.77 1.48 
 
Analysis of the elemental composition of 
bentonite by the method of energy dispersive analysis is 
shown in Table-3. 
 
Table-3. Elemental chemical composition of bentonite 
from the South central coast of Vietnam. 
 
Element Content, % wt. Content, % atom. 
O 47.65 62.95 
Na 0.36 0.33 
Mg 0.69 0.60 
Al 14.08 11.03 
Si 27.84 20.95 
K 2.32 1.25 
Ca 1.01 0.53 
Ti 0.90 0.40 
Fe 5.16 1.95 
Total 100 100 
 
The mineralogical composition of bentonite 
samples from the South central coast of Vietnam were 
determined using the x-ray diffraction method of powder 
materials with the use of an ARL 9900 series x-ray 
workstation. The results of analysis of the mineralogical 
composition of samples are shown in Figure-3. 
 
 
Figure-3. X-ray powder diffraction pattern of a 
bentonite sample. 
 
The specific surface of the samples was 
determined on specific surface analyzer TriStar II 3020 
using the method of low-temperature nitrogen adsorption. 
The area of specific surface of bentonite was equal to 
52.34 m2/g, the specific pores volume was 0.065 cm3/g, 
and the average pore size was 50.24 Å. 
To determine the mechanism of interaction 
between ammonium cations ( 4NH

) and anions of 
phosphate (
3
4PO

) with the bentonites, kinetic curves of 
sorption were obtained (Figure-4) [8-11]. It was found that 
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the time of reaching sorption equilibrium by ions of 
ammonium ( 4NH

) was about 8 hours. Further increasing 
of the exposure time up to 3 days did not result in any 
significant changes in the equilibrium concentration 4NH

. 
In further experiments, adsorption was prolonged for 24 
hours. For anions of phosphate (
3
4PO

), the time of 
reaching sorption equilibrium was approximately 2 hours.  
 
 
 
Figure-4. Kinetics of ammonium (25mg/l) and phosphate 
(5mg/l) ions adsorption. 
 
For analytical expression of the kinetic curves, 
the method was chosen that consisted in processing the 
kinetic curves by the equations of inner diffusion kinetics 
and equations of chemical kinetics (pseudo - first order, 
pseudo - second order) [12-14]. The results the graphical 
processing of experimental data in relevant coordinates are 
shown in Figures.5-6. 
 
 
 
Figure-5. Intradiffusional curve of kinetics of ammonium 
and phosphate ions adsorption. 
 
 
 
Figure-6. Kinetics of pseudo-second order and second-order adsorption of ammonium and phosphate ions. 
 
Figure-5 shows that in the intradiffusional 
process between bentonites and ammonium and phosphate 
ions, three stages of mass transfer of sorbate on 
preparations may be allocated [15]. The first steep section 
describes diffusion of molecules of ammonium and 
phosphate ions from the bulk of the solution through the 
outer diffusion layer to the surface of the bentonite (extra-
diffusional mass transfer). The second section relates to 
diffusion of ammonium and phosphate ions into bentonite 
towards active centers (intradiffusional mass transfer). The 
third and final plateau relates to the process of ion 
exchange.  
Figure-6 shows that at different initial 
concentrations of ions of ammonium and phosphate, the 
kinetic model of the pseudo-first order does not describe 
sufficiently well the kinetics of adsorption of ammonium 
and phosphate ions by bentonites, as evidenced by the 
relatively low correlation coefficients (R2) obtained in 
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processing of kinetic curves in coordinates ln(qe-qt)–t. 
Processing kinetic straight lines of adsorption by the 
model of pseudo-second order kinetics in coordinates t/qt –
t showed high correlation coefficients (R2) (Table-4).
 
Table-4. Kinetic parameters for adsorption 4NH

 (25mg/l) and 
3
4PO

 (5mg/l) by bentonites. 
 
 
Sample 
qe, 
mg/g 
 
Kinetics pseudo - first order Kinetics pseudo - second order 
К1 , 
g. mg-1h-1 
Gt, 
mg/g R
2
 
K2, 
g. mg-1h-1 
Gt, 
mg/g R
2
 
Bentonite - 4NH

 
8.650 0.015 0.149 0.140 13.69 8.547 0.999 
Bentonite -
3
4PO

 
1.383 0.019 0.0002 0.052 177.1 1.372 0.999 
 
Thus, kinetics of 4NH

 and 
3
4PO

 adsorption by 
bentonite is described by the kinetic model of pseudo - 
second order. 
Figure-7 shows isotherms of 4NH

 and 
3
4PO

 
adsorption by bentonites. The shape of the isotherms 
suggests that adsorption is limited to the monolayer.  
 
 
 
 
 
 
 
 
 
Figure-7. Isotherms of 4NH

 and 
3
4PO

 adsorption by 
bentonites. 
 
Analysis of adsorption isotherms is important for 
developing a model that can be used for describing 
the adsorption process. In the present paper, models of 
Langmuir and Freundlich were used for elucidating 
the mechanism of 4NH

 and 
3
4PO

 adsorption by 
bentonites. Both models had been used for calculating 
the parameters of isotherms [16-22]. The data are shown 
in Table-5. 
 
Table-5. Parameters of 4NH

 and 
3
4PO

 adsorption by bentonites by Langmuir and Freundlich models. 
 
Sample 
Model by Langmuir Model by Freundlich 
К qmax, mg/g R2 КF 1/n R2 
Bentonite - 4NH

 
0.082 17.24 0.997 1.909 0.496 0.963 
Bentonite - 
3
4PO

 
0.052 5.37 0.982 1.093 0.184 0.880 
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Figure-8. Linearized isotherms of 4NH

 and 
3
4PO

 adsorption by bentonites. 
 
The data in Table-4 show that 4NH

 and 
3
4PO

 
adsorption by bentonite is well described by the Langmuir 
equation. Probably, the surface of sorbents may be 
considered quite homogeneous. This is also evidenced by 
value 1/n from the Freundlich equation. 
In the study, the optimum pH condition for 
desorption was found [23-25]. Figure-9 shows that 
efficient desorption of 4NH

 (Nd: 32.06 %) is at pH 2, and 
an efficient desorption of 
3
4PO

is 43.20 % at pH 10. 
 
 
 
Figure-9. Dependence of efficient desorption on the 
pH value. 
 
CONCLUSIONS 
The experimental study of adsorption of 
wastewater from livestock breeding in the field of the 
"South-Central Coast of Vietnam" has shown the 
following results. 
 
  During the experiment, water-insoluble bentonite has 
been synthesized being the main basis for recovery of 
the used sorbent. 
 The time of establishment of adsorption balance at 
room temperature has been determined equalling to 24 
h at pH 8 for 4NH

and 2 hours at pH 6 for 
3
4PO

. 
 The maximum adsorption for particles of bentonite in 
relation to ions 4NH

 and 
3
4PO

has reached 17.24 
mg/g and of 5.37 mg/g, respectively. 
 
According to the results of the research, a 
conclusion can be made that bentonite may be a promising 
adsorptive material with high adsorption capacity, ability 
to regenerate, which can be used for treatment of water 
from livestock breeding. 
 
REFERENCES 
 
[1] Minh N.T. 2011. Hạt vật liệu chế tạo từ bùn đỏ Bauxit 
Bảo Lộc và định hướng ứng dụng trong xử lý ô nhiễm 
nước thải [Applications of modified granular red mud 
of refining Bao Loc bauxite for waste water 
treatment]. Tạp chí Các khoa học về trái đất. 33(2): 
231-237.  
[2] Trí N.D., Phương N. and Toan N.T. 2008. Tiềm nĕng 
kaolin Việt nam và định hướng công tác thĕm dò, khai 
thác phục vụ phát triển kinh tế, xã hội [Potential of 
kaolin in Vietnam and orientation for exploration and 
exploitation for economic and social development]. 
Cục Địa chất và Khoáng sản Việt Nam, 307, 7-8 
[3] Standard Test Methods for Ammonia Nitrogen In 
Water. Designation: D1426-08. 
[4] TCVN 6202: 2008. Chất lượng nước - Xác định 
phospho - Phương pháp đo phổ dùng amoni molipdat. 
[5] Standard Methods for the Examination of Water and 
Wastewater. Copyright 1999 by American Public 
                                VOL. 13, NO. 6, MARCH 2018                                                                                                                 ISSN 1819-6608 
ARPN Journal of Engineering and Applied Sciences 
©2006-2018 Asian Research Publishing Network (ARPN). All rights reserved. 
 
www.arpnjournals.com 
 
 
                                                                                                                                              2227 
Health Association, American Water Works 
Association, Water Environment Federation.  
[6] Keltsev N. V. 1984. Osnovi adsorbtsionnoi tehniki 
[Basics of adsorption technology]. Moscow: 
Chemistry. p. 592 
[7] Gorelik S. S., Skakov Y. A. and Rastorguev L. N. 
2002. Rentgenograficheskiy i elektronno-opticheskiy 
analiz [X-ray and electron-optical analysis]. Moscow: 
Moscow Institute of Steel and Alloys. p. 360. 
[8] Srikanth Bukkapatnam and Tirumala B.S. 2012. 
Evaluation of phosphorous and nitrogen removal in 
alligator and dairy wasterwater via lime and bentonite 
precipitation. Jawaharlal Nehru Technological 
University 
[9] Susmita Sen Gupta and Krishna G. 2012. 
Bhattacharyya. Adsorption of heavy metals on 
kaolinite and montmorillonite:a review. Cite this: 
Phys. Chem. Chem. Phys. 14, 6698-6723. 
[10] Buragohain, P., Dr. Sredeep.S, and Dr. Saiyouri, N. 
2013. A study on the Adsorption of ammonium in 
Bentonite and Kaolinite. International Journal of 
Chemical, Environmental & Biological Sciences 
(IJCEBS). 1(1): 157-160. 
[11] Hong S. and Zhang Di. 2013. Study on the adsorption 
of livestock wastewater by bentonite coated chitosan. 
College of Environmental and Biological Engineering 
Shenyang University of Chemical and Technology, 
SYUCT Shenyang, China. Advanced Materials 
Research. 356-360: 368-372. 
[12] Angelidaki I. & Ahring B.K. 1993. Effect of the clay 
mineral bentonite on ammonia inhibition of anaerobic 
thermophilic reactors degrading animal waste. 
Biodegradation. 3, 409-414. 
[13] Tak-Hyun Kim, Youn-Ku Nam, and Myunjoo Lee. 
2009. Nitrogen and Phosphorus Removal from 
Livestock Wastewater by Zeolite Ion Exchange and 
Ionizing Radiation. Korea Atomic Energy Research 
Institute 1266. International Journal of Chemical, 
Molecular, Nuclear, Materials and Metallurgical 
Engineering. 3(6): 299-303 
[14] Ullah Z., Hussain S., Gul S., Khan S. and F.K. 
Bangash. 2015. Use of HCl-modified bentonite clay 
for the adsorption of Acid Blue 129 from aqueous 
solutions. Desalination and Water Treatment.  
[15] Semenovich, A. V. and Loskutov, S. R. 2015. 
Kinetika sorbtsii kationnih krasitelei 
modifitsirovannoi koroi hvoinih drevesnih porod 
sibiri [Kinetics of cationic dyes sorption by modified 
bark of coniferous trees of Siberia]. Chemistry of 
vegetative raw materials. 4, 101-109. 
[16] Dimirkon A. & Ioannou A. 1998. Kinetics of 
phosphate sorption by goethite‐ and 
bentonite‐goethite (b‐g) system. COMMUN. SOIL 
SCI. PLANT ANAL. 29(11-14): 2119-2134.  
[17] Gasanov M. A. 2005. Ispolzovanie bentonitovoi glini 
dlya adsorbtsionnoi ochistki stochnih vod 
myasokombinatov pri vozdeistvii elektricheskih 
razryadov. [The use of bentonite clay for adsorption 
treatment of wastewater from meat processing plants 
under the influence of electric discharges]. Electronic 
processing of materials. 5, 89-92. 
[18] Nikitina N. V., Komov D. N., Kazarinov I. A. and 
Nikitina N. V. 2016. Fiziko-himicheskie svoistva 
sorbentov na osnove bentonitovih glin, 
modifitsirovannih poligidroksokationami zheleza (III) 
i alyuminiya metodom “soosazhdeniya” [Physico-
chemical properties of sorbents based on bentonite 
clays modified with the polyhydroxycations of iron 
(III) and aluminum using the method of 
coprecipitation]. Sorption and chromatographic 
processes. 16(2): 191-199. 
[19] Sveshnikova D. A., Kunzhueva K. G. and Ataev D. R. 
2012. Sorbtsiya ionov rubidiya iz vodnih rastvorov 
aktivirovannimi uglyami [Sorption of rubidium ions 
from aqueous solutions by activated carbons]. 
Sorption and chromatographic processes. 12(5): 789-
797. 
[20] Slavinskaya G. V. and Kovalev O. V. 2008. 
Ispolzovanie aktivnih uglei v sorbtsii PAV prirodnogo 
proishozhdeniya [Using activated carbon in 
adsorption of surfactants of natural origin]. Sorption 
and chromatographic processes. 8(4): 626-635. 
[21] Mi-Hwa Baek, Christianah Olakitan Ijagbemi, Se-Jin 
O, Dong-Su Kim. 2010. Removal of Malachite Green 
from aqueous solution using degreased coffee bean. 
Journal of Hazardous Materials. 176, 820-828. 
[22] Zohre Shahryari, Ataallah Soltani Goharrizi and 
Mehdi Azadi. 2010. Experimental study of methylene 
blue adsorption from aqueous solutions onto carbon 
nano tubes. International Journal of Water Resources 
and Environmental Engineering, 2(2), 016-028 
                                VOL. 13, NO. 6, MARCH 2018                                                                                                                 ISSN 1819-6608 
ARPN Journal of Engineering and Applied Sciences 
©2006-2018 Asian Research Publishing Network (ARPN). All rights reserved. 
 
www.arpnjournals.com 
 
 
                                                                                                                                              2228 
[23] Baybars Ali Fil, Cengiz Özmetin, and Mustafa 
Korkmaz. 2012. Cationic Dye (Methylene Blue) 
Removal from Aqueous Solution by Montmorillonite. 
3184 Bull. Korean Chem. Soc. 33(10): 3184-3190. 
[24] Al-Zaben M.I. and Mekhamer W.K. 2013. Removal 
of 4-chloro-2-methyl phenoxy acetic acid pesticide 
using coffee wastes from aqueous solution. Arabian 
Journal of Chemistry. 10(2): 1523-1529. 
[25] Mulani K., Daniels S., Rajdeo K., Tambe S. and 
Chavan N. 2013. Adsorption of Chromium (VI) from 
Aqueous Solutions by Coffee Polyphenol-
Formaldehyde/Acetaldehyde Resins. Hindawi 
Publishing Corporation Journal of Polymers. 11. 
